XPS analyses
Typical surface composition and relevant regions for Au and Cu nanocomposites are reported below: Table S1 . Typical surface composition as determined by XPS analysis on AuNP-decorated materials, expressed in terms of element atomic%, error on gold percentage is ± 0.2%; error on the other elements is ± 0.5% SAMPLE C% Au% Si% O% AuNPs@SiNWs 44.2 40.6 3.6 11.6
Au@Sibulk 56.9 24.3 < 0.5 18.8 Table S2 . Typical surface composition as determined by XPS analysis on CuNP-decorated materials, expressed in terms of element atomic%, error on copper percentage is ± 0.2%; error on the other elements is ± 0.5% 
SAMPLE

Optimisation of coupling Caryl-N coupling conditions
Caryl-N coupling conditions were optimised on the model reaction between iodobenzene and butylamine promoted by CuNPs@SiNWs as the catalyst. Among the several bases investigated, Cesium carbonate provided the best performances (Table S4 , runs 1-5); while water was the most efficient reaction medium most probably due to both the good solvent ability towards Cs 2 CO3 and the worse nucleophilic properties than amine that suppressed the competitive side-reaction of hydrolysis affording phenol (Table S4, runs 5-11).
Heating affected the coupling in a predicted manner: temperatures below 110 °C afforded modest yields, whereas higher temperature decreased selectivity (table S4, runs 12-13). In the case of TOF values reported in Table 4 , calculations were carried in a similar manner: Alkoxycarbonylation products ( 
